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(57) [£*>] (fcjE*) 

mm i ] : 



CH-N N-Y-CO-R, 



^ 3 ^r^S, -CF 3 , -N0 2> -NH 2 «;R 2 tt 
-OH, C^CeT^^S, C x ~-C + TA>*A> 
7^Sv S-O- (CH 2 ) nCH 2 -R 3 ({&LR 



1 ] I ] 

uti] 



. CH-W N-Y-CO-R, 



(■] 



/ND^ -CF 3> -N0 2 > -NH 2 , — N 
HCOCH 3 ;R 2 tt-OH, C1^C8T/^3^VS, C 
3~C6^^ nr/^/U-Cl—C4T^=3^^>S> C3— 
C6^^c7;v^;ut^^ CI— C4T/i'=»*£'-Cl 
— C47Vw=i=*->'£^ CI— C4fc Kn^V7;U3*-> 

^v^tX y CI— C4T/l'*Vl'T ^ 

/S. ~0(CH 2 )nCH 2 -R 3 S(R 3 tt^a:=yl^± 
ICC1-C4TA'*A'T$/*, Cl-C4T/V.=i^r>S* 

TfcJzi^^^S) ; Att^^g, l*fcf*2- 

CI— C4TA'*/l'g, CI— C4T/l'3*S*'&. s^utf 
>\ -CF 3 . -N0 2 , -NH 2 *^NHCOCH 3 

t iBa±©zm*fttt£i«*Mrt sc3-c6 

T^U/Vfi*fc«:-CH 2 CR 4 =CH-S(R 4 ttCl 
-C4T^3^>S) ; nttO- 3 fcSU Ri 

A^x^/uS* YAS-CH 2 CH = CH-S*5 

[»#^2 ] Y#d>*< t 1 ffl£X±tOEKffi<Dri: 
C3-C6T>Mr f^S^&agSjfcE 1 iCfc 

»^«rW-t-^ C3~C6T/^ U^S^fe*!**! 1 ICIS 

Kb 2] 



(Ri) 



[5£*f\ R^iH* CI— C47Vl'*/l'g, C1~C4T^3 
**>g, ^o^V, -CF 3 , -N0 2 , -NH 2 , — N 
HCOCH 3 ; R 2 fl-OH, Cl-C8T^3^r^S, C 
3-C6^^DT^^-Cl-C4r^3^^S, C3- 
C6*>* B7^;^*^£, CI— C477i'=i*S'-Cl 



-C47;U:3*v'g. Cl-C4fc Kn*S/T^a*S/ 

fvVfcT^y S^/V^^g, CI— C4T/^/PT S 
VS. -0(CH 2 )nCH 2 -R 3 g<R 3 tt:7i-/m± 
ICCl-C47/Mr/U7S/g x Cl-C4T/W:3**>g£ 

Tfc £\,*y ; Att^^g, l*fc«:2- 

Iffiii^fSS^ot, cft&<o^£gfcU&±fc 

CI— C47VU*/Vg. Cl-C4T/W3^r^S, ^xxJf 
S> -CF 3 , -N0 2 . -NH 2 4fctt-NHCOCH 3 
a>6®fim5IIifcg£WLTVvct> £^ ; Y|*4>#< £ 
t> 1 iB£il±<Dr®e'&4fcfi=fi^€r*i"SC3-C6 
r^*^Vg*fcl*-CH 2 CR 4 =CH-g(R 4 f*Cl 

^C4r^^^r*>S) ; n«:o— 3^i-] -c^tt^t: 

L 5 1 oGLbttfJMtftfc UT^-T^ c t 
[KI#>I 6 ] Sf #5 2 *5 <fc 3 icie^co ^7 
[ft: 3] 



[ft 4] 



X-CH, N /H 
CbC 
H N 



Ift5] 



Pi 



CH-N hKJHg \ 
^— ' C = C 

/ \ 



(IB) 



[±ie*^, X«t{)!), R 1% A, R 2 *5«tt/ 
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lite] 



CH 2 C5iCC00-R 2 



XmCH *\ /CO-R 2 
H H 

f^ftafb^^ HRsfc : 
Kb 7] 



Kb 8] 



(Ri) 



yCH-N N-CH2 \ /COflj 

H H 

mm, 

Kb 9] 



CH-N MCHjCaCM 



Hbl 0] 



NCH2CSCCOOH 



UQ 



-JttSfc : R 5 -OH 
fcVK n-^^K iso-^/K sec-^^K n— 



Ko*^yotf/K 4-fc Kn**>yfvK 5-tKn 

-<CH 2 ) n CH 2 -R 6 g(R 6 tt3, 4 
^7x^fett3, 4, 5- K»M h^v^^/l^ 

Uti 1] 



r CH-N NCHjC-CCOORs 

AT >S — ' 



Pel 



Ufcl 2] 



CH-N N-CH2 \ /CO-ORj 

/ C=C \ lib! 



[±I2#^. R t> A. R 2 *5«fctfnH:tt#3Sl t^M 

[3m«>iM«Kn] 
[0001] 

imm±<omm&m *mm&. nti:x*$yim#m 

[0002] 

LTW\ tWttf, »BB^P3-24 6 28 7^ 

Rattle. T&ik^iA)%&ftTW*-M&£xm 

Ufci3] 



CH-N N-CH 2 CH 2 CH 2 CCXX;2H 5 «2HCI fc£%A 



ttbl 4] 



59-62577 5fc : 
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/ \ 

CH-N N-CH2CH=CHCOOC 2 H5^HCI 



[0 0 0 3] Zfr*L-?\C&g><<Dtiit.X*Z>>mi>m& 
[0004] 

Ubi5] 



(A* 



(I) 



[^■K RjttH, C1~C4T;^/VS, Cl-C4T/Wn 
/Ma^y, -CF 3% -N0 2> -NH 2 . — N 
HCOCH 3 ; R 2 fl-OH, Cl^C8T/^3^i/S, C 
3^C6*>^nr^/U-Cl— C4T/W3#^S, C3— 

ce^prM^t^vi, c l— C4r yi^ *c*s- c l 

— C4T^3^s/S s CI— C4h Kn*S/T/U=r*$/ 

^h*V#yM?~yP;rf h*V£, 4-N-^7x^ 
A^y ^WfcT^ y ^-yl^^Sxg, C 1~C4T /W^r/WT S 
yS, -0(CH 2 )nCH 2 -R 3 S(R 3 W:7ain;Ug|± 

icci-C4r/^wr^/£, ci-c4r^3^->s* 

Cl~C47VMr>>l'g % C1~C4T^3^^S, ^P^ 
V. -CF 3 , -N0 2 , -NH 2 tttt-NHCOCH 3 

Ty^r I^S*fcf*-CH 2 CR 4 ==CH-g(R 4 8:Cl 
-C47yV:n**>g) ; nl*0-3fc^t] "C^$H^^ 



[0005] **WOfl&|2-/iS^:[l]+. R^^h 
5, Cl-C4TyV*yi'gt LTJSy^vK **vK n- 
T'a fcVK n-^/V/g ; CI— C4Tyi'=i^>g£ UT 

y*. 3**^rf6tt5o R 2 T^$*l5, C1-C8 
Tyi^*->g£ LTHty i^i/, n-^oxK 

n— ^fyl/**^ iso— "t^A"**^ n-^ 

iso ^^yl^^r^ ; C3—C6>^ n 

ryU*yV-Cl- C47yl'=»*^g<b LTd:^* o^p fcT 
yuy ^A"**5/ ; C3— C6->* n TyU^yU^S/g* L 

; CI— C4T/^=J^^~C 
1-04^3 *$/g£ LTtty h^V^ h^>, zch# 

g ; Cl-C s fc Kn^r^r/Va^^Si: Ittt-OCH 
2 CH 2 OH, -OCH 2 CH 2 CH 2 OH, -OCH 2 CH 
(OH)CH 2 OH, -OCH 2 CH 2 OCH 2 CH 2 OH 
g; Cl~C4TyV*yi'TS/g£LTI*y^yl'7S/. 
a^T^A r/ntfA'TSA iso-T'nfcVi/rS 

a v*?ArT%;* ^^r^ymt^mfhfi^ 

[0 0 0 6] R 2 ^$H5, ™0(CH 2 )nCH 2 -R 3 
+OR 3 -e^SHSCl— C4TyW^T S smt LTf* 

yfvKTSA afyur * y . n-yn^r^y, iso 
-^o^r^y. ^y^TSA ^^ywr^y 

S; Cl-C4Ty^3^r^fc^l>W:yf-U>^^S-C 

aift^tiTv^rtizv^^^^yps^bTtta, 
yug^^rf^iiSo A-C^Sft*, ci-C4Tyw^yV'« 

"T?fi»$tv^73:^yPS^ L-Cflp-y^y^znn/K m 
-y^y^x^yK o-y^yw^^nyw, p-hy^y^ 

- h})y^vi^^/uy^zz/uS ; CI— CAT/U***/ 

mxm&£ti1ty=~/\'&hVXtei>-* V*ri/yzL~ 

yK m— y o— > h^r->7ai^yWS ; 

a ^ y-CBlft^Hfc^ ^^y^Si: tr ttp- ^ p n 7* 
~yK d-^pp7x^K o-^na7x^yi/S, p- 
7^3ho7x-;K m-~y;i'3'uy*~;u s o-y/v&vi 

yx.~»&tmtft>tiz. 

[0 0 0 7] VC^$n6, rS*S£*fcf*Hffi&^£ 
it HB«±#-f<5C3-C6Ty^u^S^ LT 

tt~CH=CH- -CH 2 C = C- -CH 2 CH = C 
-CH 2 CH 2 CH=CH- -CH 2 CH = CH 
CH 2 -, 
Utl 6] 

H H M „ 

(E)-CH2C=G- % -CHaCsCC-C-, (ZhCHaC=C- S 

t fOR 4 'C^$tl5Cl-C4TyU3^r^S^Lrf4^ h 
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juk&mat, mm. mm, mm^ommm. 
^>^/^>m(oxb^&r/^/^^>m^ << 

vi?>*/u* >m&<o± ? #r y vftjfi, & 

s> vw^n, 7^vt«K yy^a, ^ 



Mbi8] 



CH-N NH ♦ X-Y-CO-Rj 



urn 



tt&LTNU 0»*tf. + MJ*A % *U!>A, *^>Cr 
A^OAJUK. 7^!)^ ^fvt'TSV', x^yv 

[0009] fc*5. i Hcjair^r, rs*S-&»# 

ICS<5<E, ZBttAtt{|43j:cM:*iK*JK^lcX<5< 



Hfcl 71 



CH-N n-y<jo-r 2 



in 



[00 1 0] 



Hfc2 0] 



H 

(IVJ 



[ft! 9] 



CH-N 



,^CH2C»CC0-R2 
H 



aCH 2 C=CCO-R 2 



(VI 



H2 



H H («i 
I 1 

acHjC-cco-R; * 



on 



^ CH-N^yi- CH 2 C-CC0-R 2 



V 1 ? 



0b] 



H H 

CH-N N-CH 2 C-COHl 2 



lib] 



5- 



» • • 



Ut2 1) 



Ut2 2] 



Hb2 4l 



Ufc2 5] 



[tt2 6l 



(R,>r , / \ /— \ 

yCH-N NH+CHsCCO-R* — .CH-N v NCH=CHCOfl* 

AT X — ' a' 

III] Ml (id) 



(Ri) 



Wl^ ^NY-COOH + Ht>R 5 — ,CH-W t N-Y-CO-ORg 



N (VW] pq 

lOOlll Ut23\ 



(Ri) 



rs 



no] nx] phj 



<*i>' 



>CH-N M-Y-CO-R, ► 



P] pa) 



IS. 



yCt+N NCH(C=CCOOH 

A 

PI] 



^/ CH "\ ^l-Y-COOH ^/ CH \ ^Y-COOZ 

P»] Pg] 

iooi2] ash*, i i mtemhz^ttmm. msmt Lx<om&<o& 



tt, #SM7y*A, |S«jW-hy*2> v 

7sv«as#tfe>jh,s a 

[0 0 13] B8a*. *«n«)ftM[I a 

iso-:/P/V— /K n-^^/-;l4?©7;U3-^ 
-feh-hy/K N f N-S*y ?vt/xM/A7$ h\ ^y?- 

itil, KK* y h y t> 

hy^^ur5v^s^jfe>n^« 

[0 0 14] cfctt, «6H<&fls^«i[ i b]*44ii?- S 
CjfelC^oT, *-X«fc LT-jBSttV] 

ar)*a^#4T"eSHtt»5c^5 rtiao, -JR*[ V 

I ] Z ffi{fc<D^ n Visit?? >WtW£fr%W& 

<, fcljfctf* **y— As As iso-^n/sV 

—As n-t/^y—A^^A'a— A'XMK. fF7t 

Kp77V % rth^ 7*h^hyA\ 

N, N-^W;l/AT^ h\ $?Jt9'A'*A'**i'P 
*J*>*ttSWI % ^<^V, hAoc>\ *t/Uls ^dd 

[0 0 15] m-xmt LX-M&lV flZZ 

mmh*^imm++ Burnt lxml 



tO-Ct>J:<, «xff> **V-As iso 

& 7h7k Kd77^ ^^r-y-V, T-fehV. 7* 
h!)As N, N-^yfyMvP^S K\ i?**A' 

y a^7 S y«*s«tf bti*. 

[0 0 16] Difcttu #3§W<Dfc£«&[i blfrJEt-f* 

*<>1£>* h/^v, ^>uy, ^Dn^MMI 

[0 0 17] Ejgfett. «WB-J»*[I]t?^S*i-5fb^« 
tf>3*>. Y^-CH = CH--e*<5ft^«[I d]Sr»3t 

tc&^xm&R&twaisfrttimmk lxk, 

/W, ac^y— iso->^n/V— /K n-^^y 

-/U*©7/1^3— 7h7tKo77^ 

7-feh^ 7-fef-hy/K N, N-i^y ^/u 
[0 0 18] Ffett. *58W©fk^«[l f 

fc*"C*8. 35[VIII]« % R 6 tf:*?vK x^/K 
af/K iso-T'o^K n-^/K iso-^^K sec 

n-«^^/U % iso <?+A* % i^^n^ntf/pyf- 



7- 



>K oih^Vx^yK xh**>:/pfcVK 2-fcKn* 
:/pfyK *fcli-(CH 2 ) n CH 2 -R 6 £(R 6 tt3, 4 

-**\s^s***s7=.~jv*.it\tz> 4, 5- h y * h 

[0019J R&%mb LTI*. -j»^C[ lelkkKa 

^xg&zitzzk&vzz. *9Mkm\c&^xm&& 

V. ^i/uv^^i?^?^ ^pp#/ua. ^ 
uny^y, Bg&fc#&. x^/i/JL-r-yK iso— :/p 

[0020] Gftttt, #38rc<D-#a; [I h] ^£*L 
[i g] *#r*tr^5s;:^*tticH(W; [ix]*c 

ztWZZ> 0 A[ig]t, Zf**-hy*A, #y * 
a x #/i->*a#£\ & [ix] *K xfcfcfi*. £fR. 3 

; R 7 \**1-/K x*->K n-^PfcTA\ iso-^n fcT 
A\ n-:/*7K iso-^/K sec-:/9VK n-^^yK 
isa-'O'^TK sec-^V^7K ir^s^^K iso-^^*^ 

tf/K 4 - fc K» *$^*7K 5-tKn ^^^fyv 
*fcf*- (CH 2 ) nCH 2 -R 6 £ (R tt tt3, 4 
^^^7x^*^(43, 4, 5 - h y ;* h*^* 

fh7tKo77^ SJaMMf^ T* h 
>\ TUh-hyA\ N, N-^fM/VAT-; h\ 

[00 2 1] Hfttt, HKSC [I] V*iSthZ4t&®<D 
5*5, R 2 ^-OH-Cfc5^«l [le] <DSigfc-C& 
nmiCftoXs [ I ] 4*% R 2 ^C1-C4T 



fiigS-eini*^^6 r t ic <t o , <fc^&[ i e ] 

1--5^i:d5-e#5o *&itfeK:fcvvr, AD*^lCffiffl 

&mti- h y #a % fomt* y * a, h y * a, 

y * a, £g&*ff§^ h y * a$*k l 
Kn75^«**rfb*u KJfcwu ot;a>e>i ootw 

{0022] I ifctt. #3§WtfMfc£^ [ I i ] «r»ig-T 

s^arcfe*. ijfe^or. fg-xs^Lr, -jtet 
[in zG-tztr^y ^mmmz-®* [x] -e** 

H»3£ [XI] •C^Stu^^afcr^PK , ^^>«»# 

7tKo77^ ^^rf-^ rthy, r-feh-hy 

tut, sts^#i'it*.%mb Lxmzi%zm&b ur 
r*, w^tf. y i> a, mm- b y a, ^k** 
#y?A, mteTkmi-bv »a. try^y, hyx^ 

i] zG+zyvx-fr^yitymmmcci^ctT 

/^/uy^^A, ^fett^rjRr^v^y^^Ar^ k 

aitzz.b\z£wt&to [n] mm-tzzk&xz 

[0 0 2 3] *SJiiifelC*3Jt5Cl'-C4r/^wy 
A£LTtt, Tt^/wy^^A. ^yi/y^^A, n-:/P 
tT/Uy^^A, iso-^PfcT/uy^^A x n-^yuy^^ 
A, iso-^^/uy ^!>A X sec-^^/wy ^^A, tert- 

t/^/wy^Aaw&ftSo »-jRr?y<oy 

^^AT^K^tTW:, y^^A^>r y/Df;vr$ K 

iso-^ptfyrt/x-T^K 7h7tKn77^ 

[0 0 2 4] Jifctiu [I g] Srfijg-f 

ZXmxhZ. JiSfeJ^or, -jBSC [Ie] sr^-t-s 

ft^tl g]$r5Slit1-eri:^-C#So [I g] 
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[0 0 2 5] fiW2*«W{b«-«iroj!|jijafelC*5^Tta*K 



MjUffr-*-***?* 7r- t 

VJ-jjjjV • IM'.x.i'.X (Journal of Phrmaceutica 
1 Sience) 8 6 7#, 9 0 01, 1 9 7 8^ICE«$ 

Hfc2 7] 



HR* [III] Cfc«fctf*;ftlc£*;ftSTf5a; [I I 
al of American Chemical Society) $R7 3&, 3 0 9 



CHOH 



✓ 
MS2 8] 



Hfc2 9] 



CH 3 (CH=CH)mCCX>R 6 
m:1-2 



NBS 



BrOtyChfcCHJmCOORs 



[Ilia] 



23k 



XCH2CH=CHCCX)Et 



HCI SOCt 

XCH 2 CH=CHCOOH ► XCHgCH^CHCOCI 



HI] 



±8B»lffi|C*>Jt5* [Ilia]*, R 5 tt8triBfc:|^i: 
<>tf>Sr*U *fc»2ifc1\ Qtt>*y-vK *^y — 
/K h-^d/V-;k lwor"?us</—/u % y — 

A\ iso-^/— sec-\/^/*-A\ n-^V^y — 
A\ iso-'O^y — A\ sec-^V*-y/K ir*<f9/ 

S^P^Mfy-VK * h^V^y-vK * 

v*y-/K 2, K»+4/^»Acy— a, % 

«HO (CH 2 ) nCH 2 -R 6 S (R 6 *5 *tfn ttflfrfcK 
[0026] #BW<D8&E-«* [ I ] T^S*l,*Sf« 

*Ht*»*-ei*. **>,IS#^ iiff, gg* m 



<o#JS^L-Ctt, MM, K 

[0 0 2 7] gq^iosvvtf*. mmnt\.x, 
mti,x. -fh'tnt. met h 9 9 d-wh 

ii^Ac0*&l 9 0. Img-300mgtfe5^ 



[00 28] 

i) 4-ya^ry»: 1 0. 5 7 g (0.055* 

\ tt^nU AWTF. 2 0m 

i^5N-KOH*»«sr»^ic«Tu i.5i$raja# 

5<co < t:-e2«frattti*«. RJSffl*8ffi»BU 

*foBu SL&6 3-6 9t^ <Xfi3.4g (3 7.5%) & 

NMR5 (CDC 1 3 ) ppm 3. 91-4. 25 
(m, 2H) , 5. 80-6. 33 (d, J = 15H 
z, 1H) x 6. 82-7. 41 (m, 1 H) s 9. 5 
5 (s, 1H), 

3fft5>#f E I -MS m/z 16 4 (NT) 
CI -MS m/z 165 (MT+1) 6 
[00 2 9] ii) 4 -yo^ryR^D^ K : 8. 
46g (0.0 5 1^/H <D4-^n*^vKc01 5 
m i^7K^na^ASSKSr?ft*PT, 5.4ml (0. 

B&8 2- 8 7*t:/2 ImmHg, 4Z*4. 1 6 
g (4 9%) 

iii) 4 -^n-^-^r V^iso->^P tr^T ^ K : 0.8 
3g (0.0 13*/!/) (Diso-yv&UTZ V, 1.9 
ml (0.0 13^1") 0 F 9 s^TWr % is* 4m 1© 
n n */l/A»»|C7kftT, 2 5 g (0. 0 1 4* 
/Is) c04-yc*^r>^n7-f K08mlfek^n 

Hfife^yX-Mfoiu j»j£6 7-7 0<t\ <Rft2. 0 4 
g (7 6. 4%) 
[00 30] »#jW2 

i) 4-r-fe hr^y^x^^*/ v : log (o.o 
5i*yw) <04-r $y^/7x/yta ; t;^ h» 

S 5 0 m 1 vm*.? p o ft/^AftHflg 

-g\ 7k#T4.4g (o.o5 6^v) <omtr±^/u<o 



2 0mlM*^nD*^AS?SSr}gTU 
A-CftJ*^, »SfeSrS£U 1 3. 8 1 g OfcSto) 

^bS*Si&L7.8 7g (6 4.5%) , j»j&14 2- 
14 8t;tDSW&£#S 0 

ii) 4-7th7^y^yXfcKD-/W: 7.8 7g 
(0.0 3 3*/U) (04-7th7^/^/7x/y 

V y !>AS:'>tToiD^ia-C3. 5Npra«#i-s 0 s 

U iW&cD4-T-fc hT^/^O-Xfc Ku-yU8. 1 

5 g (£Stt) . 1 2 6 — 1 3 2 t;co&j|£jB£& 

[0 0 3 1] iii) (4-Tir h7^7x^U) 7x 
=;MWnJ)K: 1.2g (0.005^) 0)4- 
T-fer h7^/^Xt KD-z^S^TK^nn^yWA^g 
#Uk?&T0. 5 5ml (0. 0 0 7 5*^) O&fb^* 

iv) [ (4-Tir h7^/7x^/V) 7ainyV7«^/V] 
tf^^V : 2. 5 8 g (0.0 3*;w) ®ft*tf<<7i? 
V£ g*>UD h y ^)V7 ;^12ml n u 

a^AKUMlS** Tk&Tl. 2 9 g (0.00 5*yw) 
<D4-T± hTSy-O'Xfc Ky/^ny K<D1 3ml 

*H"*o E£&T«> U 5%£&-CttW 

U fi&^SfekS-fhy U ^nn^;W 

U 1.47g (95%) COfiM6T*/^r^<0SW 

NMR 6 (CDC 1 3 ) ppm 2. 07 (s, 3 
H) x 2. 18-3. 25 (m, 9H) % 4. 20 
(s, 1H) , 6. 9 5-7. 6 8 (m, 9H) , 8. 
0 2 ( s , 1H) . 

aa»*f E I -MS m/z 3 0 9 (M*) 
CI -MS m/z 310 (M + +l) e 
[00 3 2] g#jj|3 

3 2.4g (0.23^6^) <oy;u\?y&tx.7steXT 
/K 4 0.6g (0.2 28*yU) tON-^n^e^^->V 
'TS K(NBS)t0. 5 3 gOia^b^V^^Srl 4 
Omlco^<v^vlc®iS$^2 0^M|3S«"f$ a 

^=1:5 0) 10.4 5g (2 6.8%) <Z>® 
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NMR d (CDC 1 3 ) ppm 1. 15-1. 50 
(t, J = 6. 6Hz, 3H) , 3. 97-4. 45 
(m, 4H) , 5. 8 0-6. 4 9 (m, 3H) , 7. 

0 5-7. 5 3 (m, 1 H) . 

®S#tf EI -MS m/z 2 18 (M*) 

C I —MS m/z 2 19 (M*+l) . 
[00 33] ggggj4 

1- (i;7xi/i/^f/i/) -4- (2-/0^) tr 

2.5 2g (0. 0 1 O^yW) <01 - iV?^!V*T 
M \£'<7i?>te£Xt 1. 0 1 g (0.0 10*/U) <Dh 

y j:^VT^>'«:4 0ml(D^^y-yMCSA|$^ £ 

ITtl.l9g (0.0 10*^) 

yo^v«r*l^6o E^«ffle*4^rBiS«EU fc$i6*8 

*:✓) fctfU B«®#£S*8U #*ftfcfti£iti&2 

-:/n/V-/l'*Ci5*g&U 1.6 7g (5 8%) % % 
^88-90t©S W&£#6 0 
NMR 6 (CDC 1 3 ) ppm 2.2 2 (t, J = 
2.4Hz, 1H) , 2.35-2.64 (m, 8H) . 
3.25 (d, J = 2.4Hz, 2 H) . 4.2 3 (s, 
1H) , 7. 1 0-7. 5 1 (m, 1 OH) 0 
RS£#T EI -MS m/z 290 (M*) 
CI-MS m/z 291 (M*+l) 0 
100 34] »%gj5 

1- [ (4-^on7x^) 7x^f;U] -4- 
(2-r/afcT^) ^y^(Omm 
14.3g (0.0 5 0^/V) Ol- 

tKy/w) tv^^vja^tf 5. 5 6 g (0.055* 
/i0 co h y 3Lf-/i/T ? v% 200ml (D^y^^izmM 

*«TF"C6.54g (0.0 5 5*/H 

*- 1 -^p v^ZMtl*. 1 #W5ffift£ 

U &«*^y#^to&7J^n^^?:7*- (JgtfJ 

^nn^y : *9 J— vw=5 0 : 1) fctt 
U 1 3. 6 g (8 4%) <oSte»:R<&£ LT 

NMR 6 (CDC 1 3 ) ppm 2.18 (t, J = 
2.4Hz, 1H) , 2.34-2.58 (m, 8H) „ 
3.20 (d, J = 2.4Hz, 2H) , 4.12 (s, 
1H) , 7. 0 2-7. 3 5 (m, 9H) d 
[0035] mmi (A«5) 

4- [4- [ (4-^DD7i^) y x.~JV*3-/V] -1 
4. 3 g (0. 0 1 5*/u) C01 - (4-^an^Xb 

py/w) ^^^^4 om 1 o^y^y|:«J8if^ 



5.0ig (0.0 2^) <D4-7u*tru hyfe**? 

^Sffifiiffi-r^ «ssr->y^y/i/*7A^o^h^ 

(?gfcHi&J&: ^nnj)>M : A^l 0 

0 : 1) (CttU 4. 6 7g (7 8. 1%) (DUfeffitftfe 

(1 6%) \z 

SU B*191-196t, flXS2.84g (4 7.5 

%) -CiWfeSr^^o 
[0036] mmt2 (Bfe) 
(E) -4- [4- [ (4^db7x^) 

fyW] -l~tV<7^— /I/] - 2 - y 7" 77 Uoc * x 

/u- 2&Bfce «b^s*8 3) osiii 

2 8. 5 g (0. 2 5*;i/) <D (E) -2-^x>K^ 
?*ccX77K 4 4. 5g (0. 2 5W) ON-^P 

* K, 0. 1 g<D»mt'<>*/'(/K fcJ: 
If 1 00ml <D«J!ft-<V^^OiB^Sr6^[R|5ffiffi$-e: 
5o #fc«fiU atffltSrO. 5%jffi»*5R^hy^A^ 

h\C£V. »^84-8 5t/l0mmHg, 29. 8 
g (6 2%) (O (E) - 4 -^n^e- 2 -ZfvS&x.T 
/l/ji^x/WSr^^» ?fetc % 8. 6g (0.0 3^) 4> 
1- (4-^op^XtK!)/v) tT^7^V&5 0m 

1 (D^O-^VtCjRflg^^r. 6. 3 6g (0.0 3 3* 
/W) £0 (E) -4-/n^-2-yf V&^/V^-r 

;i>t %*/u<r> h y ^^ur s >%ML 1 «rW5lj«i" 

0 : 1) KttU #biX5»fe}ft*ife«rS^y^y-^ 
(16%) J; U #&H$m*Sif&£2-:/ 

b^-a^&INM*-*, »£i 9 6-2 0 0t\ jR 

ft5. 76 g (4 1%) -C@«fe4r#* e 
[0037] &B6W3 (Cjfe) 

(Z) -4- [4- [ (4-^on7x^) 7x.^)V* 

-i-tr^<7^^] - 2 - v^^yi/oi^ x 

;w . L>r y 9 5 ) 
14. 6 g (0. l^yu) ©4-^on-2^fy» 
ai^/vai^^/vSr 10 0ml <0T -fe h ^r, 
1. 1 gO^Ky-ttim, 1 8 ^ffl 1 atm(D* 

y=30 : 1) ICI^U (2) -4-^PD-2-yx 
^K^^/^^x^4 . 9 8 g £&S,i6:R&4 tr# 
5o C^fc^Hltt, r tl£l±tiimt? \C ^ OSJ^ ^ ^ 
So w<Dffc^4fel. 48g (0. 0 1^) *5<fctfl. 
43g (0. OOS^W) <D1- (4-^oo^yXt 



f 
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1. 01 g (o. o l*^) coh^^rs 

50 : 1) 0. 4 3 g <03tfejfc#$?£:{§ 

S*£l 6 4-1 6 6*\ 6fej!SS<OS6«J^O. 0 
9 gftS. 

10038] gftgH (D&) 

(Z) -4- [4- [ (4^nn7x^;u) 

ju.^uj 9 5 ) asm 

2. 4 1 g (0. 0 06 7*SU) 0>4- [4- [ (4- 
^ P n7x^;l/) 7x^/M fvl'] — 1 — tf-<? 

A/] - 2 - y ^ Vg^^yl^* x/l^ 5 0ml OTt h 

o. i6 g <oy v K7H»&<o#|et, 

^2@S^fi*^^ri:^J:»). j»£l 64-166 

0. 8 1 g (2 6%) .<0B6?rt&Sr#£. 
[0039J H»W5 (E&) 

3- [4- [ (4-^007x^1/) y*.=-jV* ?vW] -i 
-tr-*?ite/l*] -2-^a^V»rc^/^^^^ 
&#-£l) OK® 
2.8 7 g (O.Ol^P) (01- 

ftTl. 2 9 g (0. 0 1 3^,/W) <0:/d fc> /l/gfc:n?- 

LtfffiLT<5*Sii*»lSL2. 5g (6 5.8%) co& 

Lfit/Sl 0 6-1 0 8tl, lRSl.95g (51.3%) 

[0040] (Fife) 

4- [4- [ (4-^DD7x=;l/) 7x=;Mf;U] -1 

-tT^^/U] -2-^y»iso-^D^^r/W 
• 2£»& (ft£%g*7) (Ofilig 
1 g (0. 0 0 3^V) (04- [4- [ (4-^nn7xx 

a* y x.~)\,*=?>v\ -l-tr^t^^n/v] -2 -y^^ 

8il00ml <0iso-:/nyV~/MC&fl?U *ftT 
1 m 1 oJ9fittKSraTL-8feia«tt-r<5 0 L 

A-CftlB&affijBffi U 1 . 1 g (JtSW) <D&|$£» 



(9.9%) lCj;9&eJfii:U &t>tlSft*££,&x* 
V — ^bS^Stj»^l 9 5-1 9 9t:, JRfiO. 7 

i g (64.5%) T&fe##ii<oaw4&£^s 0 

[oo4i] mmm jam 

4- [4- [ (4-^Dn7x-/P) 7x^/Mf;U] -1 

^xA" 2SO*Jg (ffrS«J#-*l 7) <o«i£ 
1. 1 7g (0. 0 0 3^) O 4- [4- [ (4-* 
° * 7x^/v) 7 * fvw] - 1 - if ^7 S*=7l/] 

*-Mg £l 5ml^)i*x^y 
-/HC^t0.2 7ml (0.0 0 3^) ©3-^0 
^e- 1 - ^n/V^ftlt 7 0 WSSU. i&&8 

OSfcHSMSE : ^Dnjf%/PA : A= 5 0 : 1 ) l£ 

ftu o. 32 g (25%) on&mms&ft*. #e> 

ftSfttt4&&t^y*/--A (9. 9%) JwiOiLKSL 
fcU 0.28g (2 1.9%) T&3S£T*A:7t*<0 

[0042] IgffiWg (Htt) 

4- [4- lit? -l-tv*^-^] -2- 

(*frg*&##5 6) <0«ig 
4.4g (0.0 12*A) (04- [4- (?7xs^>l 

^) - 1 - S*=A] - 2 - >8t^;i>^x 

4 3 m i co 5 %&mmte U 2.5 ARHfltr 

So *«p&, mamtKmi-hi) *&mm-ePH7. 2 

*«E8fc^ ^* £ AT t&»»«ff 3 o 
*^7^nvF07^ Wi^PP^ 
M:^^y-/V=10 : 1) fcftU 1.68g (4 
2%) coGfi£i&&#So #bHSa^fS4r^^y-/u 

^e>S*SfiL«^l 0 8-11 OtX iRftl. 0 7 g 
(2 6. 7%) VBW<fe£#*o 

[0043] mmm am 

4- [4- (i?y~~sut?~/u) - 1 -f^^/Kl 
~2-^V» (fb**»*5 7) <OS!5t 
1.4 5g (0.0 0 5^/1/) (01- (^7x=;V^f 
/p) -4- (2-^otT^/U) ^7^5 0m 1 CO 

n-^A^y^^A-n^^yJWK (1.6M) «:3.8 
ml (0. 0 0 6*/U) jST-TSo 3 05>K^O**at 

^a^^So 3 0mlcO*«:ajic«<JB^. a— r/U-Cft 
TKJSSr^i-So *SS:l 0%I6»*SSS-csk 
ttlcU ^nn**^T2|eJttttrt-a. 
*^^^-Cfa»«, #«HSrfi)l8U SJSlSr^^y-^ 

1 2-1 1 St, 0. 8 2g (4 9%) t efe^yxA 

iS<D@w«>*:#So 

[0 0 4 4] H%gHl 0 (Jfe) 



-12- 



4- [4- [ (4-^DP7i=/l') 7i=Wf;V] - 
«»Sf 6 0) (Ofiig 

0. 2 g (0.0 0 0 5*^) <D4 - [4 - [ (4-* a 
d7i y^s-frtf-M - 1 - fcV<7 - 



4 - 2 2 2t, ©ftO. 2 3 g (JtftW) <oafettfi«r 
[0045J ^liBIIJififlKIEK t mWrfite* 



it 



No 



1 



til i£ 3 



_ CHN NOKHC00C,H. 



_ CHN HCHaCH-CHCOOCH, 
©/ -2HC1 



CHN NCH|CH=CHC00C|I, 

* 2HC1 



OW N01jCB=CHCOOCB 4 

• 2HC1 



OWJICB 8 CH=CHC00C,Hs 

<Qy '2hci 



^^JO 2 CH=CHC00C.H»-n 



2HCL 



CBN NCJMH* 



I' M 



OCjHj-iso 
2HC1 



I I 



PC) I H' NMR 

%m i 

II. 1-1. 35(t.3H),.2.25-2.6( 
106-108 k 4H). 3. 05-3. 4(ui, 4H). 3. 9 
EtOH |-4.35(d.2H),4.2(lH.S),4. 
1 5-4. 8Cd. 1H>. 7. 1-7. 55C«. 1 
I OH) 

1 _ 



|2.45(s.8H),3.0-3.3(d,2H) 
171-175 | . 3. 7(s, 3H). 4. 25(s, 1H). 5. 
EtOH 18-6. 2(d. 1H). 6. 5-7. Kb. 1H 

I). 7. 1-7. 6(11. 10H) 
1 



1 1. 1-1. 4(t, 3H), 2. 95(s. 8H) 
170-175 l.3.05-3.2(d.2B).4.0-4.4( 
EtOH |q,3H).5.85-6.15(d,lH),5. 
17-7. 2(n,lH). 7.2-7.6(b, 10 
IH) 




12. 45Cs. 8H). 3. 0-3. 2(d, 2H> 
147-151 1, 3. 7(s, 3K), 4. 2(s. 1H). 5. 8 

EtOH |-6.2(d.H).6.7-7.1(B.llO 
I7.1-7.5(».9H) 



ll.2-1.4(t,3H).2.5(8.8H), 
191-196 |3.1-3.3(d,2H),4.05-4.45 
EtOH |(q,3H).5.85-6.25(d,lH). 
16. 6-7. Kb. 1H). 7. 15-7. 60 
I (n,9H) 



+ 



l0.8-1.05(t.3H). 1.5-2.0(s 
186-189 I.2H), 2. 5(s. 8H). 3. t-3. 2(d 
iso-Pr«H|. 2H). 4. 0-4. 3(t. 1H). 5. 8- 

I6.1(b. 1H), 6. 5-7. 5(n. 9H) 

II. 1-1. 4 (t. 6H).2.5(s, 8H), 
172-176 13. 05-3. 30(d. 2H). 4. 25(s. 1 
MeOH |H). 4. 85-5. 30(b. 1H). 5. 75- 
16. 15(d. 1H). 6. 7-7. 15(b, 
I IB). 7. 35(o. 9H) 



Kft 

CIo/z 
EIb/z 

384 
385 



350 
351 



364 
365 



384 
385 



399 
(i*+l) 
399 



412 
413 



412 
413 



[0046] 
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No 




8 



10 



11 



12 



13 



14 



*t s a 



_ <»N KCB t CB=CHCO0C<II»-n 

-2BC1 



„CHH NCH,CH<HCOOC 

w -an 



_CHN NCH 2 Cfl=CHC00C«B,,-n 

-2HC1 



CHN NCHjC}f=CHC00C 5 H, ,-iso 

-2HC1 



CHN N0H 2 CH=CHC00CH 2 -<1 

• 2HC1 ^ 



_ CHN N(« t Cfl<HaKK> 

@y ^ 'mi 



_CHN MCH,CH=C«X)OCH»CB, 
<y/ -2HC1 



[004 fr 1- 



OC) I 

TOR I 



H' NMR 



I 

I CIm/z 
I Eln/z 



0.8-2.0(m.7B).2.45(s,8H)| 426 
170-175 j. 3. 1-3. 2(d. 2H). 4. 0-4. 3(t| 427 
iso-PrOBI. 2H). 4. 3(6. IB). 5. 8-6. l(m| 
MB). 6. 6-7. 5(n. 10B) | 
1 H 



10.9-1. 0(d.6H)1.5-2. Kb. II 428 
132-137 |H). 2. 5(s. 8B). 3. 1-3. 2(d, 2| 427 
Iso-PrOBIH). 3. 85-4. 0(d. 2B), 4. 2(s. | 
I IB). 5. 8-6. l(n. IB). 6. 7-7. | 
l5(o. 9H) I 



l0.9-2.0(m.9B).2.4Cs.8B). I 440 
154-159 13. 0-3. l(d. 2B). 4. 0-4. 3(t. I 441 
iso-PrOB|2B). 4. 3(s. IB). 5. 7-6. OOn. I 
I1B),6.5-7.5(«,9B) | 




10. 9-1. 0(d. 6B). 1. 5-2. 0(n, I 440 
130-135 |3B). 2. 5<s. 8B). 3. 1-3. 2(d. | 441 
i3o-PiOH|2B). 4. 0-4. 3(t. 2B). 4. 3(s. I 
I IB). 5. 8-6. 05 (o. IB). 6. 6- I 
l7.5(n,9B) | 
1 



1 

I0.2-1.5<b.5B),2.5(s,8B),| 424 
125-130 l3.1-3.2(d.2B).3.95-4.05(l 425 
iso-PrOHId, 2B). 4. 3(s. IB). 5. 9-6. 2(| 
In. IB), 6. 7-7. 5<n. 10B) | 




il.0-2.1(n,10fl),2.2(s.lB)| 452 
146-152 l.2.45(s.8B).3.0-3.25(d,2| 453 
iso-PrOBIB). 4. 2(s. IB). 5. 7-6. 2(d. 1 1 
IB). 6. 1-7. 0<n. IB). 7. 1-7. 6 1 
l(s.9H) | 




12. 5(s. 8B), 3. 0-3. 2(d. 2B). | 428 
124-128 13. 4 (s, 3H), 3. 5-3. 8(n, 2B), | 429 
iso-PtOB|4. 1-4. 3(m. 3H). 5. 8-7. 5(n. | 

I11H) | 

t$rh 1 
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IA 

a 

INoI 



* 3C 



I Pttj^L I 

I Oc) I 

I HISS I 



H* NMR 



i mm i 



i 

i»«f«i 

I CIn/z 
I EId/z 




151 



'■<0\ 



CHN NCH 2 CH=CHi 



9.1XM 



I U.0-1.3(t.3e),2.4(s.3H)l 442 

M3i t 0CB 2 CH s 1123-128 l.3.0-3.2(d.2B).3.3-3.8(! 443 
2HC1 liso-PrOHIn. 4H), 4. 1-4. 3(n, 3H). 5. 8 1 



I 



1-7. 5(m. 11H) 



I 



1161 



_ CHN NCH 2 CH=( 

<0X w 



►.u>: 



2BC1 



*ch 2 oh 



17i 




CHNNCHjCH=CHCOOC 

•2HC1 




181 



CHNJP 2 (H=CHCOOCCH 2 )<OH 
\Qf -H00CCH 

HCCOOH 



CI 



19 



CHN NCB,CH=CHC00CB 8 C00C 8 H, 

-2HC1 



201 



_ CHN NCH,C sC 

-BCl 



K.I t H 



21 



^bnjouc =c cooc 2 h s 



HCl 



r*- H 

1 1. 25-1. 7(t ZD. 2. 4-2. 95(1 414 
- |n.8H),3.25-3.5(d,2H),4.2| 415 
l-4.6(n, 3H), 6. 0-6. 4 (d, 1H)| 
1.6. 7-7. Kb. lH).7.3-7. 7<o| 



l,9fl) 
+ 



I 



1 

|1.75-2.25(n,2B),2.3-3.35| 428 
I (n. 8H). 3. 1-3. 35(d. 2H). 3. i 429 

l6-3.9(t.2H).4.2-4.5(n,3H| 

D.5.8-6.2(d.lH).6.55-7.1l 
I(b.1H),7.1-7.6<ii.9H) I 



1.6-1.7(n.4H),2.42(s.8H)| -- 
153-157 |3. 0-3. 15(d, 2H), 3. 4(t. 2H>I 443 
AcOEt l4.1(t,2H),4.18(s.lH).5.9| 
l(d. IB), 6. 62-6. 8(n. IB), 7. 1 
103-7. 35(b. 9H) 




|l.l-1.35(t.3H).2.4(s.8H)| 456 
130-135 1.3. 1-3. 4(d. 2H), 4. 0-4. 4(q| 457 
Iso-Prtffll. 2H). 4. 2(s. 1H). 4. 55(s. 2H| 

D5.8-7.5(n.llH) | 
1 — 



1 

1 2. 39-2. 62 (b. 8H), 3. 42 (s, 2 1 382 
125-128 IH).3.74(s.3H).4.20(s.lH)| 383 
17. 10-7. 40(a. 9R) | 

I I 




1 1. 30(t. 3H). 2. 42-2. TOCn. 8 1 396 
122-125 |H).3.48(s.2H).4.25(q,2H)| 397 
|.4.36(s.1H).7.15-7.48(b. | 
I9H) | 

*1 ' 
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i — r 
I ft 
IS 

I ft 
I No 

I — 



I 

122 





23 




24 



25 



127 



29 



[00 4 9] 



CM NCH,CH=CHC00C,H 5 
<§/ • 2HC1 




^ aWNCB,CH=CHaMC,H, 
<Q/ ■ 2HC1 



^CBIJJCHjCH-CHCOOCjH, 



CBN NCH 2 CH=CHOOOC 2 H, 
0/ -2HC1 



^CHN (iCH 2 CH=CHC00C,B s 

-2HC1 



^CHN HCHiCH=CBC00C2Hs 

-2HC1 



28 ^ 



CHN NCHjCH^CHOOOCaH! 
^/ w -2HC1 



(t) I H' NMR 



i — — i 

mm 

I CIm/2 
I EIn/z 



+ 



f 



182-186 
EtOH/ 
MeOfi 



1 1. 1-1. 55(t. 3H). 2. 4(s, 8B) | 398 
1. 3.0-3.2(d. 2H). 3. 95-4. 4(1 399 
In. 310,5. 7-6. l(d. 1H).6.5-| 
|7.5(d.10H) I 
4- 



1 

1 1. 1-1. 4(t. 3H). 2. 4(s. SB), I 398 
181-186 l3.0-3.2(d,2H).3.9-4.3(q, I 399 
EtOH |2H),4.75(s.lH),5.65-6.1 I 
l(d.]H).7.1-7.4(o.lOH) | 



ll.l-1.35(t.3H).2.2(s.8B)| 382 
185-189 12. 9-3. Kd. 2H). 3. 8-4. 2(q. I 383 
|3B),5.6-6.0(d.lB).6.5- I 
|7.0(h.1H).7.1-7.4(b,9H) I 



1 1. 1-1. 4(t 3H), 2. 5(s. 8B). I 
170-175 13. 0-3. 2(d, 2B). 4. 0-4. 4(n. I 
I3B). 5. 8-7. 5(b.1 IB) | 
I I 



U.15-1.45(t.3H).2.25(s.3l 378 
161-164 IB). 2. 4(s, 8H). 3. 0-3. 2(d. 2 1 379 
EtOH lB).4.0-4.4(q,2H).4.2(s. | 
UB).5.8-6.15(d.lB),6.7- | 
|7.5(b.10B) I 
1 — 



f 



11.15-1. 5(t, 3H), 2. 5(s. 8H) | — 
206-210 l.3.1-3.3(d.2H).4.0-4.5(ql 433 
EtOH |.2B).4.35(s.lH).5.8-6.2 I 
Kd.lH).6.7-7.2(n.lH).7.2l 
-7. 7(i. 9H) | 




X/ CHH v SCH 2 CH=CHC00C 2 H 5 
<Qy w -2HC1 



ll.3-1.6(t.3H) I 2.6(s t 8B) i I 432 
193-196 3. 2-3. 45(d.2IO. 4. 1-4. STn 433 



3.2-3.45(d r 2H) t 4.1-4.5(n| 433 
EtOH ,3H).5.8-6.3(d.lH),6.6-7 
. Kn. 1H), 7. 2-7. 9(o. 9H) 



1. KL5(t.3H). 2.4(s,8H), 
0 ,™ 3. 0-3. 3(428). 3. 9-4. 4(q. 
98-102 l2H).4.7(s.lH).5.7-6.1(d, 
I1H).6. 7-8. 2(o. 10H) 

— f*tH- 



432 
433 



-16- 



Hbi 
m 

lNo| 
-+ 



mux 



i m& I 

I ma, i 
i m i 



H* NMR 



30 



CH,(Mfftv 

XCBf NCH 2 CH=CfiC00C,K B 

-2HC1 



31 




32 




33 



34 



35 



36 



NO* 



_ OR MCH^CINJHCOOCHs 
©/ -2HC1 



IHS I 

l»«ftt| 
I am/2 1 
I EIn/zl 



181-185 
EtOH 



1. 1-1. 4(t. 3H). 2. 45(s. 8H) 
3. 0-3. 2(d, 2H), 3. 75(s, 3H) 
4. 0-4. 4(q, 2H), 4. 2Cs. 1H) 
5. 8-6. 15 (d. 1H). 6. 5-7. 5 
(■. 10H) 



CH,Offi-<§\ 



® ^ -2HC1 



CHN «CH,CH=CHC00C,H ( 



am NCH 4 ai=cHcoocH, 

P-®/ W -2HC1 



CHN KCH,CH=CBC00CtH s 
F-®/ w -2HCI 



_ CON NCB,CI=CHC00C»H 



U.15-1.4(t.3H).2.45(s.8H| 409 
135-140 l).3.0-3.2(d.2H).3.95-4.4| 410 
l(q.3B),5.7-6.1(<UH).6.6l 
l5-7.1(n.lH).7.25(s.5H). I 

l7.4-7.7(d.2H),8,0-8.2(d.| 
I2H) | 



1 1. 1-1. 5(t. 3H>. 2. l(s. 310. | 421 
148-153 1 2. 45(s, BH). 3. 0-3. 3(d. 2H) | 422 
1.3.9-4. 45(n, 3H), 5. 7-6. 2(1 
Id, 1H), 6. 4-7. 00* 1H). 7. 0-| 
|7.8(n,10H) | 



1 1. 15-1. 45(t. 3R), 2. 45(s. 8 1 432 
212-217 | H). 3. 05-3. 3(d. 2H), 4. 0- I 433 
EtOH 14. 45(q. 2H), 4. 2(s. 1H). 5. 8 1 
|-6.2(d,lH).6.7-7.2(n,lH)| 
l.7.3(s,8H) | 




|2.45(s.8H).a05-3.25(d. | 
171-175 |3H), 3. 7(s, 3H). 4. 2(s, IB), | 386 
EtOH 15. 8-6. Kd. 1H). 6. 8-7. 5(n. I 337 
I9H) | 




|1.2-1.4(t,3H).2.5(s.8H). | 
196-199 |3. 1-3. 3(i 2H). 4. 0-4. 5(q. I 400 
EtOH l3H),5.8-6.2(d.lH),6.8- | 401 
l7.6(n,9H) | 




[0050] 



|1.15-1.5(t.3H).2.5(s.8H)| 
164-169 1. 3. 05-3. 25(d. 2H). 3. 75(s. I 
EtOH |6H).4.0-4.45(q.2H),4.2(s| 
1, 1H), 5. 8-6. 2(d, 1H), 6. 7-71 
1. 5(u. 9H) I 

[*6] 



-17- 



i — r 

ftl 

m\ 

Nol 



371 



391 



41 



1431 



[005 ^ 



* m * 





OLQJ ^ 

H NCH 2 CH=CHC00C»H 5 
^/ W -2HC1 



381 (awJCHaOWWCOOCtH, 
@/ -2HC1 




HCHjCB-CHCOOCjH. 



2HC1 



1401 CHN _NCHjC =CHC00CH» 
@/ w 6cH s • 2HC1 



__ CHN NCHzOKHCH^COOCjBj 
©/ ^ • 2HC1 



42 1 CHNliCH 2 CH=CHCe=CBC00CH, 
<Q/ - HOOCCB 

HCCOOH 



-_CKN NCB,CB=aCB=CHC00C 8 B 5 
<g/ -2HC1 



I 

a) i 

Wnll | 

SIR I 



H' NMR 



II. l-1.35(t.3H).2.5(s,8H) 
176-179 13. 05-3. 15W. 2H). 4. 0-4. 3( 
iso-Prt)H|q, 2H), 5. 0(s, 1H), 5. 8-6. 1( 

Id, 1H). 6. 7-8. 5(n. 13H) 



+ 



1 1. 05-1. 3(t, 3H), 2. 4(s, 8H) 
155-161 l3.0-3.2(d.2H).3.95-4.35 
iso-Pi€B| (q, 2H). 4. 35(s, 1H), 5. 75- 
|6.1(d. IB), 5. 7-7. Km. Id), 
|7.1-7.9(n,12B) 



ll.32-1.4(t.3B),2.5(s.8H) 
160-163 1. 3. 1-3. 2(d. 2B), 4. 0-4. 4(q 
iso-PrOBI, 2B), 4. 65(s, IB), 5. 8-6. 0( 
Id. 1H). 6. 7-7. 5(n. 9B) 




l2.2-2.7(n,8B).3.6-3. Km. 
137-142 |8B), 4. 2(s. IB), 5. 15(s. 1H) 
l7.0-7.5(in.9B) 
I 




|1.0-1.3(t.3B).2.35(8.8B) 
177-181 1 , 2. 9-3. l(d, 2B), 3. 9-4. 3(q 
EtOH |,3B), 5. 55-5. 90(<t 1H). 6. 0 

l-7.05Cu.3B).7.05-7.5(n.l 
I IB) 




|2.15-2.75(m.8B).295-3.3 
192-194 l(d,2B).3.7(s.3B).4.35(s. 
AcOEt/ |lB).5.75-6.5(n,3H),7.0- 

BeOB |7.65(m,10H)(WlSO-d,) 
1 



11.1-1. 4(t. 3B). 2. 9(s. 
162-167 13. 0-3. 2(d, 2B). 4. 0-4. 4(n, 
EtOB 1 38). 5. 65-6. 0(d. IB). 6. 0-7 
|.2(m,3B),7.2-7.45(iD,10fl) 

— 



Clm/zl 
Elm/zl 



414 
415 



414 
415 



370 
371 



414 
415 



390 
391 



410 
411 



424 
425 



-18- 



[0052] 



it 



No 



44 



45 



48 



47 



4$ 



SO 



I 
I 

+ 



I 

I H' NMR 

I 

I 



IHfi 

I CIn/a] 
I Eln/zl 



I ll.l-1.4(t,3H).2.9(s.8H). | 424 

p v JCR,CH=CHCIHllC00C,B 5 1 177-179 13. 0-3. 2(d. 2B). 4. 0-4. 4(b. I 425 
<Qy •HOOCgH | AcOEt |3H).5.65-6.0<d.lH).6.0-7| 

i l.2(a.3B).7.2-7.45(ai.lOH)l 



HCCOOH 



+ 



+ 



+ 



C1- @v /— \ I |0.7-l.l(t.3H).1.4-L85(«| 

OflyiCH,CB=CHCH=aiC100C s H,-n 1 174-177 I.2H). 2. 15-2. 65(».8H), 2.91 438 
<£y •BOOCCH UcOBt/ |-3.3(B.2B).3.9-4.2(t2B)| 439 

HOCOOH I MeOH l.4.3(s. lB),5.85-6.5(a,3B| 
I I ). 6. 8-7. 65(d. 10H)(DMSO-d„) 



+ 



+ 



C1 "@V /-\ I |L 35-1. 6(d.6H), 2. 4-2.85(1 

OT(_NCH,CH-CBCB"CHC00C,H,-l8o| 186-192|n. 8H). 3. 25-3. 5(n. 210. 4. 51 438 
Q/ • BOOCCH [AcOEt/ |5(s, 1H), 4. 9-5. 35(n. 1H). 51 439 

HCCOOH | MeOH | . 9-6. 65(u. 3H). 7. 2-7. 75(n I 
I l.9H)(DHS0-d.) I 
— H 1 1 



C1 "@^ ^ I l0.8-1.0(n.3H).1.15-1.6(o| 

OW^NCH2CH=CflCB=CH000C4H»-n| 153-160 I4H), 2. 4(s. 8H). 3. 0-3. l(d, | 452 
<Q/ -2HC1 |iso-PrOH|2H).4.08(t.2B).4.18(s.lH| 453 

I I), 5. 62-5. 85(d. IB). 6. 0-6. 1 

I |70n,3H).7.0-7.3(i.9H) I 



+ 



+ 



+ 



Cl-Ov ^ I |0.8-1.0(B.3H).1.15-1.6(m| 

CBNNCHiCH<BCB=CHC00C4H»-n 1 176-181 1. 4H). 2. 4(s. 8B). 3. 0-3. l(d| 452 

<Q/ - HOOCCH | AcOEt/ |,2H).4.08(t.2H).4.18(s.ll 453 

HCCOOH | leOB |H).5.62-5.85(d.lH).6.0-6| 

I l.7(m,3B),7.0-7.3(B.9H) | 



cm n 



+ 



^ — 

I 10. 75-1. 15(d,6H). 1.75-2. 21 

fcH,CH=CHCH=CHC00C4».-iso| 188-191 1 (a, 1H). 2. 5-3. 05(b, 8H). 3. 1 452 

BOOCCH | AcOEt/ 1 3-3. 6(<L 2H). 3. 85-4. l(d, 2t 453 

HCCOOH | HeOB |B), 4. 35(s. 1H). 5. 75-6. 8(o | 

I I.3H).7.0-7.65(b.10H) I 
I 1 1 



10. 65-1. 9(0. 9H). 2. 2-3. OCnl 



I I 



cm^JCHjCH^HCHsCBCOOCsHn-nllSS-m l.8H),3.25-3.75(d,2H),3.9| 466 
<gp •HOOCCH |AcOEt/ |5-4.4(q,3H).5.7-6.5<B,3H| 467 

HCCOOH | MeOH |). 7.0-7. 65(b.10H) | 

1*8) 



-19- 



i — r 



51 



52 



S3 



54 



55 



56 



57 



{0053] 



58 



I L 



I 



I 



« jg a 



I cc) l 

I WISH I 

I am i 
■s h 



H' NMR 



l -©^ /-^ ,155 ~ 10- 7-1. 15(4, 6H), 1.3-1. Kb 

CHN «CB t CH=CHCa=CnCOOCsBi i-isol 1581. 3H). 2. 65(s, 8H). 3. 2-3. 5( 
@/ ^ • HOOCCH | AcOEt/ld. 2H). 3. 9-4. 35(a. 3H). 5. 7 

HCCOOH I MeOH|-6.75(D.3H).7.0-7.7(o.l0 
I IH) 

H 1 



a 7rh /-> 1 U.12-1.45(t.3H).2.4(s.8H 

^CBN_JCH,CH=CECH-CHCOOC,H» 1 200-203 I), 2. 93-3. 2(d. 2H). 3. 91-4. 



H 



fl 



I AcOEt/ l4(o.3H).5.6-5.9(d.lH).5. 
HtcOQH I HeOH |95-6.8(m,3H),6.93-7.45(m 
I 1. 10H) 

4 



1 

cMO^ /-n, I IL12-1.5(t,3H),2.25(s.3H 

CHN NCH2CH=CflCH*CHC00C a H 5 1 191-193 l),2.68(s, 8H). 3. 15-3. 5(d, 

| AcOEt/ |2H) l 3.9-4.45(q.3B).5.5-6 

I HeOH |.9(b.3H),6.9-7.75(b.10H) 



HOOCCH 



HCCOOB 



+ 



f 



CHN NCH»CH«CHCB»CHC0OCjH5 1 180-183 
@/ w • HOOCCH | AcOEt 

HCCOOH I 



CHH NCHiOKBCH-CBCOOCH, 




^ 

I 

1150-156 
I EtOH 

I 

■1 



1 1. 1-1. 5(t 3H). 2. 45(s. 8H) 
|.2.85-3.4(d.2H).3.95-4.4 
I (n, 3H), 5. 6-6. 85(d. 3H). 6. 
|9-7.75(o. 10H) 

H 



II. 1-1. 4(t. 310. 2. 4(s. 8H). 
|3.0-3.2(d,2H),4.0-4.3(q. 
1 38). 5. 65-5. 9(4 1H), 6. 0- 
|7.1(h.3H).7.1-7.4(b.9H) 

■\ 



N KCH 2 CH=CHC00H 



I |1.8-2.7(n.8B).2L8-3.3(m, 

1 108-112 |2H). 4. l(s. 1H). 5. 5-6. 7(n, 

I MeOH I2H).6.8-7.7(d,10H) 

| |(DI(S0-d,) 

h 



cwTIch, c=c 




H 

I 

1112-115 
I EtOH/ 
I HeOH 

-\ 



12. 4-2. 72(». 810.3. 5(8. 2H) 
1. 4. 32(s. IH). 6. 54(s. 1H). 
17. 1-7. 5(a, 10H) 
I 

+ 



N HCH,CH=CHCOOH 



I 

1109-113 
I MeOH 

I 



|2.0-2.8(B,8H).3.1(s.2H). 
|4.05(s. IH), 5. 6-6, 2(d, IH) 
|.6.4-6.8(o.lH).6.8-7.3(« 
|,9H)(CD,0D+CDC1,) 



Cla/zl 
EIb/z' 



466 
467 



424 
425 



404 
405 



458 
459 



426 
427 



336 
337 



333 
(MM) 



370 
371 



[*9J 



20- 



i — r 

Hfcl 

1 451 1 

INol 


m & a 


•T 

1 OO 

1 -PI fa SB 

1 iSBt 


1 

1 H' NMR 


i — i 

mm i 

l»*T<BI 

1 EIo/zl 


1591 


^CHN HCB,CB=CHC00H 


I 75-80 


12.3-3. 0(b. 8H), 3.2-3.60n, 
|2H),4.3(s. lB),5.75-6.2(d 

\t In J, b. 4- f. oUl. li)n) 


I 404 1 
1 405 i 


1601 


CH^_NCHtCB=CHCOONa 


1213-221 


11.5-3. 25(o. 1011). 4. Q5(s, 1 
|H),5.65-7.7(a.llH) | 

1 1 




1611 


^(C«N~HCH l CB=CBC00Na 


1196-209 


1 1.2-3. 4(0, 10H). 3. 6-3.95 1 
Ko, 110, 5. 6-8. 0(o, 11H) | 

1 KvtVj) \ 




1621 


CH^JCH, CaC COM 


1127-130 


I2.50-2.74(b,8H),3.54(s, I 
I2H). 4.34(s, IB). 6. 84(n, 1H| 


324 | 
(-C0,)| 
324 . 1 


1631 


CHN NCHtCH=CHCH=CRCOOH 
/?*Sy . BOOTTH 

HCC00H 


1178-180 
I run * 


|2.4-&6(o, 810.3. 65-4. l(d| 
1.210.4.45(8. IH). 5. 7-6. 7(1 
la, otijt o. o f . 0a\.n» lull/ | 
KDHSO-da+CDClt) j 


396 I 

oat 1 


1641 


< Qf ^ • 2HC1 




11. 15-L4(t.3H),2.5(8,8H)| 

1.3. 1-1 2(d. 2H).4.0-4.4(qI 

1,210.4. 5(s, iH).5.8-8.6(o| 
i inn t 


365 1 

366 I 


1651 


CI-®! ^ 
/ ^CWMJCH,CH=CHCOOC I H« 
>S K • 2HC1 


— 


11. 1-1. 4(t, 3H), 2. 4(s, 8H). | 
|3.0-3.2(d2H).3.9-4.3(q. 1 
1 2H), 4. 35(s, 110.5.7-6. 05(1 

Id 110 fi fifa QIH X 1-1 

!8.5(d,lH) | 


399 ! 

400 1 


1661 

L-.L. 


/^CHNNCH,C«-CHCO0C,B 5 
NSl • 2HC1 


1 86-91 


11. 15-1.4(t3H),2.5(s.8H)J 
1.3. 1-3. 2(d,2H), 4.02-4.391 
1 (q. 2H). 4. 48(s. IB). 5. 85- 1 
I8.6(a, 10H) | 


383 I 

384 1 

... j 



[0054J [3HO j 
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i — r 



No 

I — f 



67 



at « 



2HC1 



(t) I 
BISbI I 

urn i 



H' NMR 



12. 5(s, 8H). 3. 15-3. 25(d. 2H 
89-92 l),4.4(s.lH).6.0(s.2H), 
16. 15-8. 65(o. 12H) 
I 



mm 

CIo/z 
Eln/zj 



475 
476 



68 



<M»_MCH e CH=CHC00CH 
•2HC1 



12. 45(8. 8H). 3-3. 2(d, 2H), 
78-81 I4.46(s,1H),5.05(s,2H). 

15. 9(s. 211). 5. 8-8. 6(o. 13H) 
I 



490 
490 



69 



^CHN_NCH,CH=CHC00CH t ^-OCH, 



69-72 



H 

12. 5(s,8H). 3.0-3.5(d. 2D. 
!3.85(s.9H),4.3-4. 7(o.2H) 
1. 5. l(s.lH). 6.1-6.4(1. 2H) 
1, 6. 5-8. 55(o. 11H) 



535 
536 



+ 



l6.45(s.2H).5.85-&6(al0 
ID 



70 



2flCl 



549 
550 



OCHs 



■f- 

1 1.6-3. 0(o. 4H). 2. 5(s, 8H). 



I). 5. 9-8. 65(o. 13H) 



171 



L7! 



549 
550 



+ 



72 



/~\ w 10 * 1 1 1-8-3. 0(o. 4H). 3. 15-3. 3(o 

^CHNjCH,Ce»CHC00(CH t ),-@^)CH3 1 72-771. 2H), 3. 9(s. 9D. 4. 0-4. 4(t 

' -2HC1 I 1. 2D. 4. 5(s. 1H). 5. 9-8. 6(o 

I 1. 12H) 



563 
564 



H 

10.95-1. 2(t6D.2.5(s.8D 
1. 2. 35-2. 9(o, 6H). 3. 0-3. 2( 
Id. 2H). 4. 0-4. 4(t. 2H), 4. 4( 
Is, 1H), 5. 8-8. 6(o. 10H) 



73 



CHN NCB,CH=CBC00CB»CBiH(C 2 H 5 )2 1 



454 
455 



2BCI 



H — 

ll.5-2.5(m.l7H).3.1-3.2(d 

l.2D,4.3(s.lH),4.5(s,lH) 

l.5.8-8.6(o.HH) 

I 



74 



I 



/^.C8«_JICH,CB=CHC00-{jrCH | 87-90 



2HC1 >@ | 



604 
605 



I L 



[00 5 5] 



($111 



-22- 



HI 

;no 



75 



76 



77 



78 



79 



180 



181 



182 



I L 



a a a; 



i r 

CC) 



^^CHfjJICBtCB=CBCONHCH, 



CM BCH,CH=CBCOHHC s H,-iso 
•2HC1 



^^CB^ _ NCHxCH=CHCON(C I H B )» 
X_ ' . 2BC1 



^^O^_JCH,CB-CHCH=CBC00C*H, 



CHNN 



NCH,CH=CHC00B 



f 



/ -^OBM)CH,CH=CHCH=CBa»B 
<9r • 2HC1 



N NCHjt =C COOCiR. 
W H -2BC1 



an(_jcHiC »c coocBi 



2BC1 



87-91 



74-79 



66-69 



95-99 



164-167 



117-120 



185-191 
iso-PrOB 



140-145 
iso-PrOB 



H' NMR 



2. 5(s, 8H). 2. 8-3. 0(4 3H). 
a 1-3. 2(d. 2H). 4. 5(s. 1H), 
5. 5-8. 6(n. 11B) 



1.1-1. 2(d,6B).2.45Cs.8H) 
.3.0-3.2(d.2B),3.9-4.4(oi 
. 1H). 4. 4(s.lB),5.5-8.6(in 
.11H) 



1. 0-1. 5(t. 6B). 2. 5(s, 8H), 
3. 0-3. 6(a, 6B). 4. 45<s. 1H) 
6. 2-8. 6Co. I0B) 



1. 15-1. 4(t. 3R). 2. 45(s, 8H 
). 3. 15-3. 25(d. 2B), 4-4. 4( 
q, 2H). 4. 4(s. IB). 5. 65-8. 5 
(o. 12H) 



2.55(s.8H).3.1-3.39(ra.2H 
). 4. 48(s. IB). 5. 8-8. 75(n. 
10H) 

(CDC1»+CD,0D) 



2.65(s,8H).3.25(<i,2H), 
4. 45(s,lH). 5. 75-8.5(0. 12 
H) 



1.24(t 310.2. 48(s, 8B). 
3. 12(dd.2H).4.2(a.2H). 
4.22(s,lH).5.9(d,J=15, 1H 
). 6. 68-7. 02(b. 1H). 7. 05-7 
. 42(i. 10H) 



2. 37(5. SB), 2. 92-3. 25(d, 2 
B).3.74(s,3H),4. 15(s, IB) 
.5.67-6.05(d.M5. IB). 
6. 44-6. 9(m. 1H). 6. 95-7. 45 
(b. 9B) 



Cln/z! 
EIb/zI 



368 
369 



396 
397 



410 
411 



409 
410 



355 
356 



381 
382 



364 
364 



384 
385 



j. 



j. 



[0056] 



mi 2] 



-23- 



i — r 



it 



No 



88 



84 



85 



8t 



87 



89 



[0057] 



m is a 



H 



KCHifc =C COOCsHs 

H • 2HCI 




H 



riiCH,A =c cooc,h 5 

A -HOOTCH 

CHCOOfi 




HN m 2 l «C COOC2H5 

H -CHCOOH 

CHcooa 



H 



CHN KCH,i «C O00CsH 7 -n 
@r H * 2HCI 



H 



CHMNCHft < C00C,H 7 -iso 
^ H • 2HC1 



OHIHCB,C -C CO0C 4 H,-n 
H • 2HC1 




NCB,C =C COOC 4 H,-n 
H • HOOCCH 



CHCOOB 



SMS I 
CC) I 

I 
I 

+ 



H' NMR 



I CIb/ z | 
I EIi/zl 



+ 



398 



ll.26(t.3B).2.48(s.8B). | 
196-200 13. 12(d. 2B). 4. 14(q. 2H), I 399 
iso-PrOHl 4. 24(b. IB), 5. 96(d. J=15. I 
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NCH2CH = CHC02Bu 



III 



The title compds. I [Rl = alkyl, etc. R2 = OH, etc.; A = Ph, etc.; Y = alkylene having one 
or more double or triple bonds; n = 0 - 3] are prepared The title compound II.2HCI at 10 
mg/Kg orally gave 90.5% inhibition of passive cutaneous anaphylaxis reaction in rats, vs. 56.9 
- 69.9% inhibition by ketotif en at 10 mg/Kg orally. The title compound III.2HCI at 10 mg/Kg 
orally gave 76.6% inhibition of passive cutaneous anaphylaxis reaction in rats. 



